In order to evaluate the environmental risk caused by land application of sewage sludge, leaching characteristics of heavy metals and plant nutrients in the sewage sludge immobilized by composite phosphorus-bearing materials were investigated. Their cumulative release characteristics were confirmed. Furthermore, the first-order kinetics equation, modified Elovich equation, double-constant equation, and parabolic equation were used to explore dynamic models of release. Results showed that sewage sludge addition significantly increased electricity conductivity (EC) in leachates, and the concentrations of heavy metals (Cu, Cr, Zn) and plant nutrients (N, P, K) were also obviously increased. The highest concentrations of Cu, Cr, and Zn in the leachates were all below the limit values of the fourth level in the Chinese national standard for groundwater quality (GB/T14848-2017). The immobilization of composite phosphorus-bearing materials reduced the release of Cu and Cr, while increased that of Zn. The fitting results of modified Elovich model and double-constant model were in good agreement with the leaching process of heavy metals and plant nutrients, indicating their release process in soil under simulated leaching conditions was not a simple first-order reaction, but a complex heterogeneous diffusion process controlled by multifactor.
Introduction
Sewage sludge is a residue produced during the biological wastewater treatment process. In China, its output has been increasing with the increasement of wastewater amount and treatment ratio. Sewage sludge is rich in organic matter (OM), nitrogen (N), phosphorus (P), and other trace elements such as Ca, Mg, Fe, Mo, B, etc [1, 2] . Its land application can effectively utilize the useful resources and provide an important and low-cost alternative for sewage sludge disposal [3, 4] . The properly treated sewage sludge is commonly used to improve soil quality [5, 6] . Hamdi et al. conducted a field study over a three-year period under a semi-arid climate and found that repetitive sludge addition consistently improved total organic carbon (TOC), N, P, and K content up to soils treated with 120 t·ha −1 ·year −1 , and impacted positively on biological properties, including microbial biomass and soil enzyme activities [7] . Tejada and Gonzalez indicated that land use of sewage sludge effectively reduced bulk density, aggregate instability, and soil loss under simulated rain at 140 mm·h −1 [8] . Cheng et al. suggested that sludge application increased soil cation exchange capacity (CEC), enhanced aggregate stability, and "-" meant that the content was too low to be detected. EC: electricity conductivity, CEC: cationic exchange capacity, OM: organic matter, TN: total nitrogen, TP: total phosphorus, TK: total potassium.
Experimental Methods

Leaching Column Experiment
The test device was a customized leaching device consisting of a water pump, a flow meter, a leaching column, and a polyethylene collecting bottle. The leaching column was made of plexiglass cylinders with an inner diameter of 10 cm and an inner height of 100 cm. The end of the bottom was a porous flange connecting column, and the flange plate was arranged with a quantitative filter paper, a 100 mesh nylon filter, and a 2 cm thick quartz sand from bottom to top.
The soil column was composed of two parts. The lower part was hand-packed with immature soil into a height of 40 cm with a bulk density of 1.3 g/cm 3 . The immature soil, taken from more than 20 cm below the surface, was air-dried and sieved with a 2 mm mesh. It was filled into the column according to the method of Hou et al. [36] .
The upper part was hand-packed with mixed matrix into a height of 20 cm. In the mixed matrix, the prepared sludge was mixed uniformly with background soil to obtain three treatments: control treatment (control), unstabilized sewage sludge treatment (USS), and stabilized sewage sludge treatment (SSS), whose components were shown in Table 2 . In the SSS treatment, sewage sludge was mixed with rock phosphate and superphosphate in the proportion shown in Table 2 . The mixture was maintained at 50% water content for 7 days at room temperature to ensure complete immobilization of heavy metals in sewage sludge, and was then air-dried, crushed by a grinder, and passed through a 60 mesh sieve. Three kinds of mixed matrixes were filled into the column according to the method of Hou et al. [36] . In order to ensure uniform distribution of deionized water added to the soil column, its top was covered with a 2 cm height of quartz sand and a 100 mesh nylon filter. The leachate was filtered through quartz sand, nylon filter, filter paper, and then flowed out from the bottom water collecting pipe into a polyethylene plastic bottle.
After the filling of the soil column was finished, the valve at the bottom of the soil column was opened and placed in a bucket filled with deionized water, making the soil wetted and saturated by the rising capillary water. The saturated condition was kept for 24 h, and then the column was freely drained to reach field capacity (30% on weight basis). Thereafter, the column was irrigated with 400 mL deionized water, and the leachate was collected into a polyethylene plastic bottle. When the same volume leachate was collected, it was considered that a single elution process was completed. Next 100 mL leachate was taken out, 5 mL (1 + 1) nitric acid was added, and it stored at <4 • C before the determination of Cu, Cr, and Zn. pH, EC, TN, TP, and TK of the leachate were measured after the elution process ended.
The elution process was carried out 12 times successively and the interval between two leaches was 12 h. The total volume of the used deionized water was 4.8 L, which was equivalent to the annual precipitation (rain) in the experimental area (Ji'nan, North of China). Ambient temperature throughout the experimental period was 12-16 • C.
Analytical Methods
pH value and EC were determined in the 1:5 (w/v) suspension of solid sample and distilled water using a pH meter and a conductivity meter, respectively. OM, CEC, and moisture content were determined by the K 2 Cr 2 O 7 volumetric method, the EDTA-ammonium acetate exchange method, and the gravimetric method, respectively. Total nitrogen (TN), total phosphorus (TP), and total potassium (TK) were measured by semi-micro Kjeldahl method, Mo-Sb colorimetric method, and alkaline fusion-flame photometric method, respectively [37] .
Soil and sludge samples were first digested with HNO 3 -H 2 O 2 [38] , and then the contents of heavy metals (Cu, Cr and Zn) were measured by inductively coupled plasma optical emission spectroscopy (ICP-OES, Optima 2000DV, Perkin Elmer, Waltham, MA, USA).
All the used containers were soaked overnight with 20% (v/v) HNO 3 in advance and then rinsed with ultrapure water. HNO 3 and H 2 O 2 were of guarantee grade and the rest reagents were of analytical grade. The ultrapure water was from a Millipore Milli Q system.
Results and Discussion
pH and EC in the Leachate
In the three treatments, pH values increased with the increase of leachate volume, and achieved their maximum values, which were 7.35, 7.57, and 7.60 in the control treatment, SSS treatment, and USS treatment, respectively, when the collected leachate reached 1.2 L ( Figure 1 ). The increase of pH value was mainly due to rapid exchange between exchangeable base ions and H+. The addition of sludge increased exchangeable base ions, which was beneficial to the increase of pH. At the same time, ammonia could be produced by the deamination of OM in sludge. Thus, the pH values of leachate in the SSS and USS treatment were higher than those in the control treatment, which was inconsistent with the result of Gu et al. [11] . They indicated that application of sewage sludge induced a small temporary decrease in pH leachate, and attributed the decrease to production of organic acid from decomposition of OM. Increased pH values could result in an increase in the number of negatively charged surface sites in the soil, increasing the adsorption capacity of the soil for cationic metals and decreasing their mobility.
When the volume of leachate exceeded 2.8 L, pH values in the three treatments decreased to stable values. The final pH values were 7.31, 7.35, and 7.37, and no obvious difference was observed between the final pH values because that soil was a heterogeneous body with complex components and large buffer capacity [39] . When the volume of leachate exceeded 2.8 L, pH values in the three treatments decreased to stable values. The final pH values were 7.31, 7.35, and 7.37, and no obvious difference was observed between the final pH values because that soil was a heterogeneous body with complex components and large buffer capacity [39] .
EC values in leachates can reflect the total electrolyte activity in solution. EC values in the three treatments decreased rapidly when the leachate volume was less than 1.2-1.6 L. There was no significant difference among the three treatments, suggesting that at this stage, it was the exchangeable salt-based ions in soil, rather than those in sewage sludge, that entered into the leachate. The adsorption of salt-based ions by the lower soil column prevented the leaching of salt-based ions from sewage sludge ( Figure 2 ). EC values in leachates can reflect the total electrolyte activity in solution. EC values in the three treatments decreased rapidly when the leachate volume was less than 1.2-1.6 L. There was no significant difference among the three treatments, suggesting that at this stage, it was the exchangeable salt-based ions in soil, rather than those in sewage sludge, that entered into the leachate. In the control treatment, with the increase of leachate volume, EC values tended to be in a quasi-equilibrium state, indicating that the exchangeable base ions were depleted and other salt-based ions were gradually released into leachate. While in the USS and SSS treatment, their EC values increased significantly with application of sewage sludge due to enhancement of ions leaching into the soil solution. The highest EC values were observed, with values reaching up to 2210 µs/cm when the collected volume was 2.0 L in the SSS treatment and up to 2818 µs/cm when the collected volume was 1.6 L in the USS treatment. The results were similar to that of Penido et al. who demonstrated that the addition of sewage sludge represented an increase in EC values [40] . In the SSS treatment, the formation of phosphate precipitation with passivating agents such as rock phosphate and superphosphate made EC values lower than those in the USS treatment.
Leaching Characteristics of Heavy Metals
The leaching process of heavy metals is actually migration of metal ions between water, soil, and sewage sludge particles, which is mainly related to adsorption-desorption, complexation-dissociation, and precipitation-dissolution reactions. The exchangeable metal ions adsorbed on solid media are displaced or desorbed into aqueous solution and become free ions, which eventually follow the leaching solution out of the system. The concentration variations of Cu, Cr, and Zn with the volume of leachate were shown in Figure 3 .
The release processes of Cu in the three treatments could be divided into two phases: rapid release phase and slow release phase. During the first phase. Cu concentration in the leachates decreased rapidly with the increasing volume of leachate. The released Cu increased in the following order: control treatment < USS < SSS, indicating that the sludge addition increased the Cu concentration in the leachate and the addition of composting phosphorus materials decreased the leaching Cu concentration. The immobilization of Cu was mainly due to the formation of the metal phosphate precipitates, surface complexation, and adsorption. The released Cu might be exchangeable Cu and ionic Cu. Its releasing rate was mainly determined by the migration rate of the leaching solution in soil column, which was related to the height of soil column, soil bulk density, and copper speciation in sewage sludge [41] . During the slow release phase, various kinds of stable Cu such as carbonate copper, organic copper, sulfide copper, and lattice copper could be released slowly under the continuous elution of water [42, 43] . The final Cu concentrations in the three treatments maintained at 0 mg/L, 0.05 mg/L, and 0.05 mg/L, respectively.
The release processes of Cr in the control treatment were similar to those of Cu. While in the SSS and USS treatment, Cr leached out at a high rate so that Cr concentration did not change significantly at the beginning of leaching process. The concentrations of Cr decreased from 0.05-0.07 mg/L at the beginning to 0-0.01 mg/L in the end.
The land use of sewage sludge significantly increased the concentrations of Zn in the leachate. However, the Zn concentrations in the SSS treatment were higher than those in the USS treatment, indicating that the phosphate-bearing materials could not effectively reduce the mobility of Zn. Cao et al. pointed out that phosphorus-bearing materials show a limited effect on Zn immobilization and even had the potential of activating Zn [42] . The surface adsorption or complexation were primarily responsible for Cu and Zn immobilization. Flow calorimetry indicated that Cu adsorption onto rock phosphate was exothermic, while Zn sorption was endothermic [44, 45] . In the SSS and USS treatment, there was more exchangeable Zn, leading to the slow release phase arriving later than in the control treatment.
The highest concentrations of Cu, Cr, and Zn in the leachates were 1.47 mg/L, 0.07 mg/L, and 1.49 mg/L, respectively, as shown in Table 3 . These values were all below the limit values of the fourth level in the Chinese national standard for groundwater quality (GB/T14848-2017), indicating that it would not cause pollution of heavy metals to groundwater when the added sewage sludge was less than 10%. The release processes of Cu in the three treatments could be divided into two phases: rapid release phase and slow release phase. During the first phase. Cu concentration in the leachates Figure 4 showed the accumulative release of heavy metals with the increasing volume of collected leachate. The cumulative releasing processes of heavy metals could be divided into two stages. In the first stage, the cumulative release increased rapidly, which was due to the desorption of heavy metal ions from the surface of soil particles, and the more active forms of heavy metals entering the leaching solution at a faster speed. In the second stage, the cumulative release increased slowly and reached a state of equilibrium gradually. During the process, heavy metals adsorbing on the surface of soil particles decreased, and those in the micropores within the particles diffused slowly into the solution. The proportion of active heavy metals in this stage would also decrease.
Land use of sewage sludge significantly increased the accumulative release of Cu, Cr, and Zn. The releasing Cu and Cr in the SSS treatment were less than that in the USS treatment, while the opposite was true for the releasing Zn. The results showed that the use of rock phosphate and superphosphate decreased the migration of Cu and Cr, while increased that of Zn.
Release Kinetics of Heavy Metals
The immobilized sewage sludge enters into an open environment system by land use. In the open system, all chemical reactions occur in a dynamic state. It is more helpful for understanding the transformation and migration of elements in soil to study chemical kinetics. Their release process in soils is affected not only by the physical and chemical properties of soil, but also by interaction with other substances present in soil. Mathematical models used to analyze the geochemical behavior of elements in soils has become the focus of research. The commonly used dynamic models include first-order kinetic equation, modified Elovich equation, double-constant rate equation, parabolic diffusion equation and so on [46] . Their kinetics equations were shown as follows, First-order kinetic equation:
Modified Elovich equation:
Double-constant rate equation:
Parabolic diffusion equation: y = a + bx 0.5 (4) where y was the cumulative release of heavy metals when the cumulative volume was x, and a and b were constants. The releases of heavy metals in the leaching process were fitted by the first-order kinetic model, modified Elovich model, double-constant model, and hyperbolic diffusion model, as shown in Table 4 . For the first-order dynamic equation, the square ranges of regression coefficient (R 2 ) in the three treatments were 0.66-0.70 for Cu, 0.47-0.68 for Cr, and 0.55-0.74 for Zn, respectively. The three heavy metals could not be well fitted in the three treatments, which indicated that the leaching process of heavy metals was not explained fully by diffusion mechanism. Int. J. Environ. Res. Public Health 2019, 16, The modified Elovich equation is one of the most commonly used equations for describing the kinetics of heterogeneous chemisorption on solid surfaces. It is not suitable for a single reaction mechanism process but is very suitable for processes with large changes in activation energy during the reaction process [47] . The kinetic data in the three treatments fitted well with the modified Elovich equation, with their squares of regression coefficient of 0.96-0.98 for Cu, 0.85-0.99 for Cr, and 0.93-0.97 for Zn, respectively, showing that the migration of heavy metals was a complex heterogeneous dispersion process. The fitting correlation coefficient was relatively high for Cu and Zn, while it was low for Cr.
The double-constant model equation is actually a modified Frendlich equation, which is used to describe the heterogeneity of energy distribution and the different affinity of adsorption sites to heavy metals on the surface of soil particles. It is as applicable to complex systems as the modified Elovich equation. For the double-constant model equation, the square ranges of regression coefficient in the three treatments were 0.93-0.94 for Cu, 0.80-0.94 for Cr, and 0.86-0.96 for Zn, respectively.
For the hyperbolic diffusion model, the square ranges of regression coefficient in the three treatments were 0.88-0.92 for Cu, 0.69-0.95 for Cr, and 0.81-0.96 for Zn, respectively. The hyperbolic diffusion model was most suitable for describing the diffusion process of substances in particles. The poor fitting results showed that the internal diffusion of heavy metals was not the only limiting factor in the leaching process.
Comparing the fitting results of the four models, the order of the fitting degree was as follows: modified Elovich model > double-constant model > hyperbolic diffusion model > first-order kinetic model. It indicated that the release kinetics of heavy metals was not a simple first-order reaction, but a complex heterogeneous diffusion process controlled by precipitation and dissolution, adsorption and desorption, complexation and dissociation, etc. This result was consistent with Zheng et al. [41] and Zhang et al. [48] . They all concluded that heavy metals' releasing processes in soil under simulated leaching conditions were not a simple first-order reaction, but a process of multifactor integrated control.
Leaching Characteristics of Plant Nutrients
Sewage sludge is rich in plant nutrients such as N, P, and K. Its land application would inevitably enhance these plant nutrients entering into subsoil and groundwater, which would lead to the pollution of groundwater. Thus, leaching characteristics of N, P, and K should also be studied in order to obtain overall environmental influence of sludge land use.
Concentrations of TN, TP, and TK in Leachate
The concentration variations of TN, TP, and TK with the volume of collected leachate is shown in Figure 5 . Sludge addition enhanced the leaching concentrations of TN, TP, and TK.
The concentrations of TN, TP, and TK in the control treatment decreased gradually and tended to be stable when the collected volume was more than 2.4 L, indicating that when the soluble plant nutrients finished leaching, the insoluble parts began to be released into the leachate. When the volume of collected leachate reached 4.0 L. the concentrations of TN, TP, and TK in the leachate were 1.00 mg/L, 0 mg/L, and 0 mg/L, respectively.
In the SSS and USS treatments, the leaching TN and TK decreased, and then increased to the highest concentration when the collected volume reached 1.6-2.4 L. In next stage, the concentrations decreased rapidly and then reached to stable levels when the collected volume reached 3.6 L. The stable TN and TK concentrations in the USS treatment were almost the same as to those in the SSS treatment, while they were both higher than those in the control treatment. at 2.0 L in SSS treatment and 3.99 mg/L at 1.2 L in USS treatment, respectively. Lei et al. suggested that the higher EC was, the easier phosphorus was to be desorbed from the soil [49] . The higher EC in USS treatment prompted TP leaching, leading to reaching maximum of TP earlier. Then, TP concentration began to decrease and reached a stable state at 4.0 L. The stable concentration in the SSS treatment was about 1.0 mg/L higher than that in the USS treatment, because of the addition of composite phosphorus-bearing materials. Figure 6 shows the accumulative release of TN, TP, and TK in the leachate. The land use of sewage sludge significantly increased the cumulative release of TN, TP, and TK in the USS and SSS treatment. TN in the three treatments increased with the increasing volume of the collected leachate. There was no obvious difference among the three treatments when the collected volume was less than 1.6 L, suggesting that TN from sewage sludge was intercepted by the lower soil column. When the collected volume exceeded 1.6 L, the increasing rates of accumulative release of TN in the USS treatment and SSS treatment were much higher than that in the control treatment.
Accumulative Release Characteristics of Plant Nutrients
The accumulate release of TP in the control treatment did not increase significantly when the collected volume exceeded 1.6-2.0 L. The accumulative release of TP in the SSS treatment increased with the increasing collected volume, while in the USS treatment the increase slowed down when the collected volume exceeded 3.6 L. Unlike the leaching process of TN and TK, the concentration of leaching TP increased at the beginning of the leaching process. The concentrations of TP reached the highest values of 3.37 mg/L at 2.0 L in SSS treatment and 3.99 mg/L at 1.2 L in USS treatment, respectively. Lei et al. suggested that the higher EC was, the easier phosphorus was to be desorbed from the soil [49] . The higher EC in USS treatment prompted TP leaching, leading to reaching maximum of TP earlier. Then, TP concentration began to decrease and reached a stable state at 4.0 L. The stable concentration in the SSS treatment was about 1.0 mg/L higher than that in the USS treatment, because of the addition of composite phosphorus-bearing materials. Figure 6 shows the accumulative release of TN, TP, and TK in the leachate. The land use of sewage sludge significantly increased the cumulative release of TN, TP, and TK in the USS and SSS treatment. TN in the three treatments increased with the increasing volume of the collected leachate. There was no obvious difference among the three treatments when the collected volume was less than 1.6 L, suggesting that TN from sewage sludge was intercepted by the lower soil column. When the collected volume exceeded 1.6 L, the increasing rates of accumulative release of TN in the USS treatment and SSS treatment were much higher than that in the control treatment. Figure 6 shows the accumulative release of TN, TP, and TK in the leachate. The land use of sewage sludge significantly increased the cumulative release of TN, TP, and TK in the USS and SSS treatment. TN in the three treatments increased with the increasing volume of the collected leachate. There was no obvious difference among the three treatments when the collected volume was less than 1.6 L, suggesting that TN from sewage sludge was intercepted by the lower soil column. When the collected volume exceeded 1.6 L, the increasing rates of accumulative release of TN in the USS treatment and SSS treatment were much higher than that in the control treatment.
The accumulate release of TP in the control treatment did not increase significantly when the collected volume exceeded 1.6-2.0 L. The accumulative release of TP in the SSS treatment increased with the increasing collected volume, while in the USS treatment the increase slowed down when the collected volume exceeded 3.6 L.
The accumulative releases of TK in the USS treatment and SSS treatment were similar to TP in the USS treatment. 
Accumulative Release Model of Plant Nutrients
The release processes of the three nutrient elements in leaching process were fitted by four kinds of kinetics models. The equations and R 2 were shown in Table 5 . Analyzing the fitting results of the The accumulate release of TP in the control treatment did not increase significantly when the collected volume exceeded 1.6-2.0 L. The accumulative release of TP in the SSS treatment increased with the increasing collected volume, while in the USS treatment the increase slowed down when the collected volume exceeded 3.6 L.
The accumulative releases of TK in the USS treatment and SSS treatment were similar to TP in the USS treatment.
The release processes of the three nutrient elements in leaching process were fitted by four kinds of kinetics models. The equations and R 2 were shown in Table 5 . Analyzing the fitting results of the four models in the three treatments, the best fittings were modified Elovich model and double-constant model for N, modified Elovich model for P, and modified Elovich model and double-constant model for K, while the fitting of the first-order kinetics model was the worst. The fittings of USS and SSS treatment were better, and the fitting of control treatment was worse. The leaching of plant nutrients during the land use of sewage sludge was a complex heterogeneous diffusion process, which was similar to the leaching of heavy metals. 
Conclusions
The addition of sewage sludge obviously changed the pH and EC of leachate. pH values in the SSS treatment and USS treatment were higher than that in the control treatment. The addition of sewage sludge increased cumulative release of heavy metals. The highest concentrations of Cu, Cr, and Zn in the leachates were all below the limit values of the fourth level in the Chinese national standard for groundwater quality (GB/T14848-2017). The cumulative releases of heavy metals increased rapidly at first and then slowly. The cumulative release of Cu and Cr in the SSS treatment was higher than that in the USS treatment, while Zn was in the opposite. The best fitting equation for cumulative leaching release of heavy metals was modified Elovich equation with their squares of regression coefficient of 0.96-0.98 for Cu, 0.85-0.99 for Cr, and 0.93-0.97 for Zn, respectively. Sludge addition also enhanced the leaching concentrations of TN, TP, and TK. The best fittings were the modified Elovich model and double-constant model for N and K, and the modified Elovich model for P. The leaching process of heavy metals and plant nutrients was a process of multifactor integrated control.
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